S-2
Synthetic procedures 6-nitro-2-methyl-1,3-benzothiazole (2c)
1 : 2-methyl-1,3-benzothiazole (7.46 g, 0.050 mmol) was dissolved under vigorous stirring in cc. H 2 SO 4 (30 ml). The solution was cooled to 0°C and the nitration mixture (7.5 ml fuming HNO 3 , 5 ml cc. H 2 SO 4 ) was added dropwise at such a rate that the the temperature was kept at 0°C throughout the addition. After the addition was completed, the reaction mixture was stirred for 10 min under cooling and for a additional 2 h at r.t. The mixture was poured onto crushed ice (200 ml) and collected by filtration. Product was washed several times with water (100-150 ml) until the pH was neutral. The pale yellow product was dryed in vacuo and crystallized from EtOH. An off-white fibrous product was obtained (5.743 g, 59%). 
4-azido-benzaldehyde (6)
2 : 4-nitro-benzaldehyde (1.8 g, 11.91 mmol, 1 eq.) and NaN 3 (1.6 g, 24.61 mmol, 2 eq.) were dissolved in HMPA (30 ml). The forming 4-azido-benzaldehyde is UV-sensitive so covering with aluminium foil is necessary. The reaction mixture was stirred for 4 days at r.t. After the reaction time, water (100 ml) was added and the aqueous mixture was extracted with Et 2 O (3×40 ml). The combined organic phases were washed with water (3×70 ml), dried over MgSO4, filtered and solvent was evaporated on rotary evaporator. An orange-yellow oil was obtained (1.553 g, 89%). 
N-(prop-2-ynyl)pivalamide (8)
3 : Propargylamine (700 mg, 12.71 mmol, 1 eq.) and triethylamine (2.30 mL, 1.67 g, 16.55 mmol, 1.3 eq.) were dissolved in dichloromethane (20 mL, stabilized with amylene). The reaction mixture was cooled to 0°C and pivaloyl chloride (1.88 mL, 1.84 g, 15.26 mmol, 1.2 eq) in dichloromethane (5 mL) was added dropwise. After the addition the mixture was allowed to warm to r.t. and stirred for 45 min. The reaction mixture was diluted with dichloromethane (20 mL) and washed with 2 M HCl (2×20 mL), 5 w/w% NaHCO 3 (1×20 mL), water (1×20 mL) and brine (1×20 mL). After drying over MgSO 4 and filtration, the solvent was removed on rotary evaporator. Off-white powder (1.556 g, 88%). 
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Optimized geometries 
